], observed by Landis and co-workers in catalyst systems activated by B(C 6 F 5 ) 3 , proposed by Bochmann and co-workers to be sufficiently stabilized by an agostic Zr-alkyl bond to relegate the anion A -to outer-sphere association. 3 Cationic species with a reduced propensity for further olefin insertion, carrying at their Zr center e.g. a regioirregular monomer unit 4 or an allyl-ended polymer chain, 5 have likewise been proposed to represent abundant species in "working" catalysts. Little experimental evidence is available however with regard to the species actually arising as resting states in polymerization catalysts at or above ambient temperature and in the presence of a large olefin excess, in particular in catalyst systems activated, as it is most frequently done, by methylalumoxane (MAO). + to ∼30% of their previous intensity. Later, these signals increase in size again, reaching ca. 80% of their previous intensity after ∼1 h (Figures 1 and 2a) .
Together + (c). 
C6-H

C5-H(3)
C5- + at -1.55 ppm, while the second signal at 84.6 ppm appears after reaction times of 10-15 min, continues to grow for ca. 30 min, and then decays slowly over a period of several hours.
This latter signal is shown, by INEPT methods (s. Supporting Information), to be due to a CH 2 group with a J H,C coupling constant of 149 Hz. Such a value is typical for Zr-bound allyl groups, as documented by Landis and co-workers for catalyst systems activated with Ph 3 C + B(C 6 F 5 ) 4 -. 5b Some species with allyl-ended polymer chains, yet to be characterized in more detail, thus appear to arise also in MAO-activated zirconocene catalysts. The 13 C signal at 80.6 ppm however, which is associated with the cation [(SBI)Zr(µ-R)(µ-Me)AlMe 2 ] + , is shown by its INEPT signal to be due to a CH 2 group with a J H,C coupling constant of 107 Hz (s. Supporting Information). The rather small coupling constant of this signal as well as its chemical shift are entirely consistent with its assignment to a Zr-bound CH 2 group (cf. Supporting Information) 2,5b,13 and thus in accord with the notion that this cation does indeed carry a polyhexyl chain.
The concentration changes of [(SBI)Zr(µ-Me) 2 AlMe 2 ] + and [(SBI)Zr(µ-R)(µ-Me)AlMe 2 ]
+ are correlated in the sense that the latter reaches its maximum at the same time (4-5 min), at which the former goes through its minimum (Figure 2a) . However, the concentrations of all the species, observed by the NMR methods described above, account in toto for less than half of the total zirconocene concentration. + in dependence of the residual hexene concentration; all relative to the total zirconocene concentration. Reaction conditions same as those in Figure 1 .
